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the use of a photoresist) by exposure to the patterning agent
in a vacuum ambient to form the metal mask. For example,
the metal-containing film 1s photosensitive and the pattern-
ing 1s conducted using sub-30 nm wavelength optical lithog-
raphy, such as EUV lithography.
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VACUUM-INTEGRATED HARDMASK
PROCESSES AND APPARATUS

CROSS-REFERENCE TO RELATED
APPLICATIONS

This application 1s a continuation of U.S. patent applica-
tion Ser. No. 15/691,659, entitled “VACUUM-INTE-

GRATED HARDMASK PROCESSES AND APPARA-
TUS”, filed Aug. 30, 2017, which 1s a Divisional of U.S.
patent application Ser. No. 14/ 610,038, entitled VACUUM-
INTEGRATED HARDMASK PROCESSES AND APPA-
RATUS, filed Jan. 30, 2015, now allowed, which claims
priority to U.S. Provisional Patent Application No. 61/934,
514 filed Jan. 31, 2014, titled VACUUM-INTEGRATED
HARDMASK PROC HSSES, which are incorporated herein
by reference in their entirety and for all purposes.

BACKGROUND

This disclosure relates generally to the field of semicon-
ductor processing. In particular, the disclosure 1s directed to
vacuum-integrated processes for forming metal hardmasks
without the use of photoresist.

Patterning of thin films 1n semiconductor processing 1s
often a critical step 1n the manufacture and fabrication of
semiconductors. Patterning involves lithography. In conven-
tional photolithography, such as 193 nm photolithography,
patterns are printed by emitting photons from a photon
source onto a mask and printing the pattern onto a photo-
sensitive photoresist, thereby causing a chemical reaction 1n
the photoresist that, after development, removes certain
portions of the photoresist to form the pattern.

Advanced technology nodes (as defined by the Interna-
tional Technology Roadmap for Semiconductors) include
nodes 22 nm, 16 nm, and beyond. In the 16 nm node, for
example, the width of a typical via or line 1n a Damascene
structure 1s typically no greater than about 30 nm. Scaling of
features on advanced semiconductor integrated circuits
(ICs) and other devices 1s drniving lithography to improve
resolution.

SUMMARY

Aspects of the present mnvention are directed to vacuum-
integrated photoresist-less methods and apparatuses for
forming metal hardmasks. Such methods and apparatuses
can provide sub-30 nm patterning resolution. Generally, a
metal-containing (e.g., metal salt or organometallic com-
pound) film that 1s sensitive to patterning agent such as
photons, electrons, protons, ions or neutral species such that
the film can be patterned by exposure to one of these species
1s deposited on a semiconductor substrate. The metal-con-
taining film 1s then patterned directly (1.e., without the use of
a photoresist) by exposure to the patterning agent 1n a
vacuum ambient to form the metal mask. For example, the
metal-containing film 1s photosensitive and the patterning 1s
conducted using optical lithography, such as EUV lithogra-
phy.

In one implementation, a EUV-sensitive metal-containing
f1lm 1s deposited on a semiconductor substrate. The metal-
contaiming film 1s then patterned directly by EUV exposure
in a vacuum ambient to form the metal hardmask. In this
way, a vacuum-integrated metal hardmask process and
related vacuum-integrated hardware that combine steps of
film formation (condensation/deposition) and optical lithog-
raphy with the result of greatly improved EUV lithography
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2

(EUVL) performance—e.g. reduced line edge roughness—
1s provided. By using a metal-containing hardmask and by
directly patterning the metal-containing film using the EUV
photon flux, the process entirely avoids the need for photo-
resist.

In another implementation, an apparatus for conducting
photoresist-less metal hardmask formation can provide the
vacuum 1integration to conduct the described processes. The
apparatus includes a metal-containing film deposition mod-
ule, a metal-containing film patterning module, and a
vacuum transfer module connecting the deposition module
and the patterning module.

These and other features and advantages of the imnvention
will be described 1n more detail below with reference to the
associated drawings.

BRIEF DESCRIPTION OF THE

DRAWINGS

FIGS. 1A-E illustrate a representative process flow for a
vacuum-integrated photoresist-less hardmask formation
pProcess.

FIG. 2 provides the emission spectrum of a EUV source
which uses excited Sn droplets.

FIG. 3 depicts a semiconductor process cluster architec-
ture with metal deposition and patterning modules that
interface with a vacuum transter module, suitable for imple-
mentation of the vacuum-integrated processes described
herein.

DETAILED DESCRIPTION

Retference will now be made in detail to specific embodi-
ments of the invention. Examples of the specific embodi-
ments are illustrated in the accompanying drawings. While
the mvention will be described 1n conjunction with these
specific embodiments, 1t will be understood that it 1s not
intended to limit the invention to such specific embodi-
ments. On the contrary, 1t 1s intended to cover alternatives,
modifications, and equivalents as may be included within
the spirit and scope of the mnvention. In the following
description, numerous specific details are set forth 1n order
to provide a thorough understanding of the present inven-
tion. The present invention may be practiced without some
or all of these specific details. In other instances, well known
process operations have not been described in detail so as to
not unnecessarily obscure the present invention.

INTRODUCTION

Extreme ultraviolet (EUV) lithography can extend litho-
graphic technology beyond 1ts optical limits by moving to
smaller imaging source wavelengths achievable with current
photolithography methods to pattern small critical dimen-
sion features. EUV light sources at approximately 13.5 nm
wavelength can be used for leading-edge lithography tools,
also reterred to as scanners. The EUV radiation 1s strongly
absorbed 1 a wide range of solid and fluid matenals
including quartz and water vapor, and so operates 1n a
vacuum.

EUYV lithography typically makes use of an organic hard-
mask (e.g., an ashable hardmark of PECVD amorphous
hydrogenated carbon) that is patterned using a conventional
photoresist process. During photoresist exposure, EUV
radiation 1s absorbed 1n the resist and 1n the substrate below,
producing highly energetic photoelectrons (about 100 eV)
and 1n turn a cascade of low-energy secondary electrons
(about 10 eV) that diffuse laterally by several nanometers.
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These electrons 1ncrease the extent of chemical reactions 1n
the resist which increases its EUV dose sensitivity. How-
ever, a secondary electron pattern that 1s random 1n nature 1s
superimposed on the optical image. This unwanted second-
ary electron exposure results 1n loss of resolution, observ-
able line edge roughness (LER) and linewidth variation 1n
the patterned resist. These defects are replicated in the
material to be patterned during subsequent pattern transier
etching.

Unlike an insulator such as photoresist, a metal is less
susceptible to secondary electron exposure eflects since the
secondary electrons can quickly lose energy and thermalize
by scattering with conduction electrons. Suitable metal
clements for this process may include but are not limited to:
aluminum, silver, palladium, platinum, rhodium, ruthenium,
iridium, cobalt, ruthenium, manganese, nickel, copper, hat-
nium, tantalum, tungsten, gallium, germanium, tin, anti-
mony, or any combination thereof.

However, electron scattering in the photoresist used to
pattern a blanket metal film 1into a mask would still lead to
unacceptable etlects such as LER.

A vacuum-integrated metal hardmask process and related
vacuum-integrated hardware that combines film formation
(deposition/condensation) and optical lithography with the
result of greatly improved EUV lithography (EUVL) per-
formance—e.g. reduced line edge roughness—is disclosed.
By using a metal-containing hardmask film and by directly
patterning the metal-containing film using the EUV photon
flux, the process entirely avoids the need for photoresist.

In various embodiments, a deposition (e.g., condensation)
process (e.g., ALD or MOCVD carried out 1n a PECVD tool,
such as the Lam Vector®) can be used to form a thin film of
a metal-containing film, such a photosensitive metal salt or
metal-containing organic compound (organometallic com-
pound), with a strong absorption i the EUV (e.g., at
wavelengths on the order of 10-20 nm), for example at the
wavelength of the EUVL light source (e.g., 13.5 nm=91.8
eV). This film photo-decomposes upon EUV exposure and
forms a metal mask that 1s the pattern transfer layer during
subsequent etching (e.g., 1n a conductor etch tool, such as the
Lam 2300® Kiyo®).

The metal-containing film can be deposited 1n a chamber
integrated with a lithography platiorm (e.g., a waler stepper
such as the TWINSCAN NXE: 3300B® platiorm supplied
by ASML of Veldhoven, NL) and transferred under vacuum
so as not to react before exposure. Integration with the
lithography tool 1s facilitated by the fact that EUVL also
requires a greatly reduced pressure given the strong optical
absorption of the incident photons by ambient gases such as
H,O, O,, etc.

In some embodiments, a selective film deposition can be
carried out after the EUV exposure/decomposition step to
increase the thickness of the mask material 1f needed for
optical or mechanical reasons; a process referred to as
pattern amplification. Viewed 1n this context, the initial
hardmask then serves as a seed layer upon which the final
mask 1s formed, similar to the use of a metal seed layer for
clectroless (ELD) or electrochemical (ECD) deposition.

Vacuum-Integrated Photoresist-Less Metal Hardmask
Formation Processes

FIGS. 1A-E illustrate a representative process flow for a
vacuum-integrated photoresist-less hardmask formation
process. Generally, a metal-containing film that i1s sensitive
to a patterming agent such as photons, electrons, protons,
ions or neutral species such that the film can be patterned by
exposure to one of these species 1s deposited on a semicon-
ductor substrate. The metal-containing film 1s then patterned
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directly (1.e., without the use of a photoresist) by exposure
to the patterming agent 1n a vacuum ambient to form the
metal mask. This description references primarily metal-
containing films, particularly where the metal 1s Sn, that are
patterned by extreme ultraviolet lithography (EUV lithog-
raphy (EUVL)), particularly EUVL having an EUV source
which uses excited Sn droplets. Such films are referred to
herein as EUV-sensitive films. However, 1t should be under-
stood that other implementations are possible, including
different metal-containing films and patterning agents/tech-
niques.

A desirable hardmask metal will be a strong absorber and
will have a relatively broad absorption profile, high melting
point, low malleability/high physical stability and be readily
deposited. For the purposes of this disclosure, 1t 1s important
to note that a material that emits a photon of a given energy
will also absorb a photon of that energy. Strongly absorbed
light will result in the desired decomposition or will other-
wise sensitize the film so that the exposed areas can be
removed with heat, wet chemistry, etc. FIG. 2 provides the
emission spectrum of a EUV source which uses excited Sn
droplets. See, R. W. Coons, et al., “Comparison of EUV
spectral and 10n emission features from laser produced Sn
and L1 plasmas”, Proc. Of SPIE Vol. 7636 73636-1 (2010);
R. C. Spitzer, et al., “Conversion efliciencies from laser-
produced plasmas 1n the extreme ultraviolet region”, 79 1.
Appl. Phys., 2251 (1996); and H. C. Gerritsen, et al.,
“Laser-generated plasma as soft x-ray source”, J. Appl.
Phys. 59 2337 (1986), incorporated herein by reference for
their disclosure relating to the emission/absorption proper-
ties of various metals. The emitted photons are on the order
of 13.5 nm or 91.8 eV. Theretore, Sn 1s a desirable hardmask
metal for this application.

Referring to FIG. 1A, a semiconductor substrate to be
patterned 100 1s shown. In a typical example, the semicon-
ductor substrate 100 1s a silicon wafer including partially-
formed integrated circuits.

FIG. 1B illustrates a metal-containing film 102 that 1s
sensitive to a patterming agent deposited on the semicon-
ductor substrate 100. The metal-containing film may be a
metal salt, for example a metal halide, or an organometallic
compound sensitive to exposure to a patterning agent such
that the metal-containing film gets decomposed to the base
metal or 1s rendered sensitive to a subsequent development
process. Suitable patterning agents may be photons, elec-
trons, protons, 1ons or neutral species, such that the metal-
containing film 102 can be patterned by exposure to one of
these species by decomposition to the base metal or 1s
rendered sensitive to a subsequent development process. As
turther explained below, a particular example of an effective
metal and patterning agent combination 1s Sn, deposited as
a metal halide (e.g., SnBr,) or organometallic (e.g., Sn(CH,)
4), patterned by EUV lithography. In general, prior to the
deposition, the semiconductor substrate 100 1s placed 1n a
reactor chamber for metal-containing film deposition under
vacuum.

A blanket of the metal-containing film 102 can be formed
by condensation from a suitable precursor (e.g., in a non-
plasma CVD reactor, such as an Altus® CVD tool, available
from Lam Research Corporation, Fremont, Calif.). For
example, tin bromide, SnBr,, has a normal boiling point of
205° C. and a melting point of 31° C. at 760 Torr, and a
vapor pressure ol 10 Torr at 10° C. It can be condensed onto
the substrate to form a solid SnBr, film with a thickness that
depends on exposure time and substrate temperature, for
example on the order of 5 to 200 nm, e.g., 10 nm. Suitable
process conditions for this deposition via condensation
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include a deposition temperature between about 0 and 30°
C., for example about 20° C., and a reactor pressure of less
than 20 Torr, for example maintained between 14 and 135
Torr at 20° C. Maintaining the precursor flow rate between
about 100 and 1000 sccm allows for control of the deposi-
tion rate.

An alternative source of Sn metal may be organometallic.
For example, tetramethyl tin (Sn(CH,),) has a normal boil-
ing point of 75° C. and a melting point of -34° C. at 760
Torr. It can be also be condensed onto the substrate to form
a solid Sn(CH,), film with a thickness that depends on
exposure time and substrate temperature, for example on the
order of 5 to 200 A, e.g., 100 A. Suitable process conditions
for this deposition via condensation include a deposition
temperature between about -54° C. and 30° C., for example
about 20° C., and a reactor pressure of less than 20 Torr, for
example maintained at about 1 Torr at 20° C. Maintaining
the precursor flow rate between about 100 and 1000 sccm
allows for control of the deposition rate.

Another suitable metal for formation of the metal mask 1s

hatnium (Hi). Hainium chloride, HICl, (1 Torr vapor pres-
sure at 190° C. with a melting point of 432° C.) can be
condensed onto the substrate to form a solid HICl, crystal-
line film with a thickness that depends on exposure time and
substrate temperature, for example on the order of 50 to
2000 nm, ¢.g., 1000 nm. Suitable process conditions for this
deposition via condensation include a deposition tempera-
ture between about 0 and 300° C., for example about 100°
C., and a reactor pressure of less than 10 Torr, for example
maintained between 0.1 and 1 Torr at 100° C. Maintaining
the precursor flow rate between about 10 and 100 sccm
allows for control of the deposition rate.

To prevent degradation due to water vapor, formation and
transier of the Sn- and Hi-containing films 1s conducted in
a vacuum-ambient. The formed film 1s then transferred to a
EUV patterning tool and patterned via direct exposure,
without the use of a photoresist, as illustrated 1n FIGS.
1C-D.

It should be noted that a EUVL tool typically operates at

a higher vacuum than a deposition tool. If this 1s the case, 1t
1s desirable to increase the vacuum environment of the
substrate during the transfer from the deposition to the
patterning tool to allow the substrate and deposited metal-
containing {ilm to degas prior to entry into the patterning
tool. This 1s so that the optics of the patterning tool are not
contaminated by ofl-gassing from the substrate.

Referring to FIG. 1C, for metal halide Sn-based metal-
contaiming {ilms patterned by EUVL, the decomposition
chemistry can proceed by:

SnBr,—Sn+2Brs.

Photons directly decompose the SnBr, to Sn (tin metal)
and bromine gas (Br,). Alternatively, a reactant X, (e.g.,
wherein X 1s Cl, I or H) could be used to promote a reaction
pathway SnBr,+X,—=SnX_ +2Br,, and ultimately to Sn by
photodecomposition, 1n particular where SnX, 1s easier to
photo-activate than the easily condensed SnBr,. In either
case, the byproducts (Br,) and reactants (X,) require con-
tainment, such as vacuum.

For organometallic Sn-based metal-containing films pat-
terned by EUVL, photons directly decompose the Sn(CH,),
to Sn (tin metal) and ethane gas, the decomposition chem-
1stry proceeding by:

Sn(CH;),—Sn+2C,H,.
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For metal halide Hi-based metal-containing films pat-
terned by EUVL, the decomposition chemistry can proceed
by:

HfCl,—Hf+2CL.

Photons directly decompose the HICl, to Hf metal and
chlorine gas (Cl,). Alternatively, a reactant X, (e.g., wherein
X 1s Br, I or H) could be used to promote a reaction pathway
HICl+X,—HI1X_ +2Cl, and ultimately to Hf by photode-
composition, in particular where HiX, 1s easier to photo-
activate than the easily condensed HICl,. In either case, the
byproducts (Cl,) and reactants (X,) require containment,
such as vacuum.

As shown m FIG. 1C, the patterning results 1n exposed
metal-containing film regions of formed metal mask 102a
and unexposed regions 1026 of material to be removed by
pattern development.

Referring to FIG. 1D, the pattern can then be developed.
Development of the pattern can occur simply by heating the
substrate to volatilize the unexposed regions 1026 of the
metal-containing film, so that only the exposed regions 102a
remain as a fully-formed metal mask. It should be noted that
this pattern development operation may not require vacuum
integration since a thermally and environmentally stable
patterned metal mask would have been formed. It may also
be desirable to conduct the pattern development outside the
patterning tool to avoid contaminating the tool optics with
any incompatible byproducts of the metal-containing film
decomposition.

Referring to FIG. 1E, as an optional step, a pattern
amplification can be done. For example selective ALD or
clectroless deposition (ELD) may be performed on the
patterned substrate following the operations depicted in
FIGS. 1C and/or 1D to build up the thickness of the metal
mask with additional selectively deposited metal 106. This
may be helptul to reduce optical transmission of the mask or
make 1t more mechanically robust. Such amplification may
be accomplished, for example, by adaptation of an electro-
less deposition process such as that described in U.S. Pat.
Nos. 6,911,067, 6,794,288, 6,902,605 and 4,935,312, the
disclosures of which in this regard are incorporated by
reference herein.

For example, an 1nitial 1 nm seed could be amplified to 10
nm 1n this way. Like the pattern development discussed with
reference to FIG. 1D, this operation may not require vacuum
integration since a thermally and environmentally stable
patterned metal mask would have been formed before ampli-
fication.

ALTERNAITIVE PROCESS EMBODIMENTS

As an alternative to the metal salt or organometallic
metal-containing film depositions, a metal-containing EUV-
sensitive film could be deposited by a multistep process of
metalorganic CVD using a suitable precursor (e.g., in a
non-plasma CVD reactor, such as an Altus® CVD tool or
PECVD reactor, such a Vector® PECVD tool, both available
from Lam Research Corporation, Fremont, Calif.). For
example, a plasma deposition of alkyl and amino precursors,
such as a CH,/H, plasma deposition followed by an ammo-
nia (NH,/H,) plasma, can produce an amino-functionalized
self-assembled monolayer (SAM) of aminopropyltriethox-
ysilane (APTES) on a semiconductor substrate. Such amine
terminated surfaces enable conformal electroless deposition
(ELD). The SAM can then be transferred to a EUV pattern-
ing tool and patterned. Selective growth of the patterned
SAM by ELD, such as by PdCIl,/H,O solution exposure to
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provide a Pd catalyst, followed by ELD of N1 or Co and then
copper (Cu) according to processes known 1n the art given
these parameters, results in a metal-based mask formed
without the use of photoresist. Such a SAM-based approach
can also be used for pattern amplification as an alternative to

the ELD technique described with ref to FIG. 1E for that
purpose.

It should also be noted that while this disclosure primarily
references EUVL as a patterning technique, alternative
embodiments could use a focused beam of electrons, 1ons or
neutral species to directly write the pattern onto the blanket
mask, these steps also performed in vacuum. In-situ cham-
ber cleaning may be used if byproducts condense on the
reflective optics of the EUVL system.

Apparatus

FIG. 3 depicts a semiconductor process cluster tool archi-
tecture with vacuum-integrated metal deposition and pat-
terming modules that interface with a vacuum transfer mod-
ule, suitable for implementation of the vacuum-integrated
processes described herein. The arrangement of transier
modules to “transier” walers among multiple storage facili-
ties and processing modules may be referred to as a “cluster
tool architecture” system. Metal deposition and patterning,
modules are vacuum-integrated, in accordance with the
requirements of a particular process. A vacuum transport
module (VIM) 338 interfaces with four processing modules
320a-320d, which may be individually optimized to perform
various fabrication processes. By way of example, process-
ing modules 3204-3204 may be implemented to perform
condensation, deposition, evaporation, ELD, etch, and/or
other semiconductor processes. For example, module 320a
may be a non-plasma CVD reactor, such as an Altus® CVD
tool, available from Lam Research Corporation, Fremont,

Calif. suitable for conducting deposition of metal-containing
films, as described herein. And module 3206 may be a

PECVD tool, such as the Lam WVector®. It should be
understood that the figure 1s not necessarily drawn to scale.

Airlocks 342 and 346, also known as a loadlocks or
transfer modules, interface with the VIM 338 and a pat-
terming module 340. For example, a suitable patterning
module may be the TWINSCAN NXE: 3300B® platform
supplied by ASML of Veldhoven, NL). This tool architecture
allows for work pieces, such as substrates with deposited
metal-containing films, to be transterred under vacuum so as
not to react before exposure. Integration of the deposition
modules with the lithography tool 1s facilitated by the fact
that EUVL also requires a greatly reduced pressure given the
strong optical absorption of the incident photons by ambient
gases such as H,O, O,, etc.

Airlock 342 may be an “outgoing” loadlock, referring to
the transfer ol a substrate out from the VIM 338 serving a
deposition module 320q to the patterning module 340, and
airlock 346 may be an “ingoing” loadlock, referring to the
transier ol a substrate from the patterning module 340 back
in to the VIM 338. The ingoing loadlock 346 may also
provide an 1nterface to the exterior of the tool for access and
egress of substrates. Each process module has a facet that
interfaces the module to VIM 338. For example, deposition
process module 320aq has facet 336. Inside each facet,
sensors, for example, sensors 1-18 as shown, are used to
detect the passing of waler 326 when moved between
respective stations. Patterning module 340 and airlocks 342
and 346 may be similarly equipped with additional facets
and sensors, not shown.

Main VIM robot 322 transiers water 326 between mod-
ules, imncluding airlocks 342 and 346. In one embodiment,
robot 322 has one arm, and 1in another embodiment, robot

10

15

20

25

30

35

40

45

50

55

60

65

8

322 has two arms, where each arm has an end eflector 324
to pick wafers such as water 326 for transport. Front-end

robot 344, 1t 1s used to transfer walers 326 from outgoing
airlock 342 into the patterning module 340, from the pat-
terning module 340 into ingoing airlock 346. Front-end
robot 344 may also transport waters 326 between the
ingoing loadlock and the exterior of the tool for access and
egress ol substrates. Because ingoing airlock module 346
has the ability to match the environment between atmo-
spheric and vacuum, the water 326 1s able to move between
the two pressure environments without being damaged.

It should be noted that a EUVL tool typically operates at
a higher vacuum than a deposition tool. If this 1s the case, 1t
1s desirable to increase the vacuum environment of the
substrate during the transfer from the deposition to the
patterning tool to allow the substrate and deposited metal-
containing film to degas prior to entry into the patterning
tool. Outgoing airlock 342 may provide this function by
holding the transierred waters at a lower pressure, no higher
than the pressure in the patterning module 340, for a period
of time and exhausting any ofl-gassing, so that the optics of
the patterning tool 340 are not contaminated by ofl-gassing
from the substrate. A suitable pressure for the outgoing,
ofl-gassing airlock 1s no more than 1E-8 Torr.

In some embodiments, a system controller 350 (which
may include one or more physical or logical controllers)
controls some or all of the operations of the cluster tool
and/or its separate modules. It should be noted that the
controller can be local to the cluster architecture, or can be
located external to the cluster architecture in the manufac-
turing floor, or 1n a remote location and connected to the
cluster architecture via a network. The system controller 350
may include one or more memory devices and one or more
processors. The processor may include a central processing
umt (CPU) or computer, analog and/or digital input/output
connections, stepper motor controller boards, and other like
components. Instructions for implementing appropriate con-
trol operations are executed on the processor. These 1nstruc-
tions may be stored on the memory devices associated with
the controller or they may be provided over a network. In
certain embodiments, the system controller executes system
control software.

The system control software may include instructions for
controlling the timing of application and/or magnitude of
any aspect of tool or module operation. System control
solftware may be configured 1n any suitable way. For
example, various process tool component subroutines or
control objects may be written to control operations of the
process tool components necessary to carry out various
process tool processes. System control software may be
coded 1n any suitable compute readable programming lan-
guage. In some embodiments, system control software
includes mput/output control (10C) sequencing instructions
for controlling the various parameters described above. For
example, each phase of a semiconductor fabrication process
may include one or more 1nstructions for execution by the
system controller. The instructions for setting process con-
ditions for condensation, deposition, evaporation, patterning
and/or etching phase may be included in a corresponding
recipe phase, for example.

CONCLUSION

The vacuum-integration of film deposition and lithogra-
phy processes and apparatus described herein provides
EUV-sensitive metal film deposition and subsequently pat-
terning directly by direct EUV exposure 1n a vacuum ambi-
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ent to prevent their decomposition or degradation. EUVL 1s
done 1n a vacuum to avoid degradation of the incident 13.5
nm light flux by optical absorption of ambient gases. Among,
the advantages ol described vacuum-integrated hardmask
processes are: Vacuum operation of the EUV system opens
up the possibility of using compounds that are oxygen and
moisture sensitive; vacuum integration of the deposition
system with the EUV system 1n an apparatus enables use of
these materials. Photo decomposition of a metal precursor
creates a non-linear reaction where the photo decomposition
1s enhanced by the increased adsorption of the metal film.
Metals are better at thermalization of high energy secondary
clectrons than photoresist, thereby improving contrast or
LER. Using metal film directly as masks or with pattern
amplification allows much thinner films and reduce required
exposure times. Metal films make better hardmasks for etch
and decrease the thickness required from a mask perspec-
tive. Moreover, further development and optimization of
materials compatible with the EUV vacuum and optics,
organometallic precursors with appropriate dose thresholds
for metal deposition, and nucleation films with multiple
photo decomposition events to eliminate a nucleation site in
a given space may proceed 1n accordance with the processes
described herein.

It 1s understood that the examples and embodiments
described herein are for illustrative purposes only and that
vartous modifications or changes in light thereol will be
suggested to persons skilled in the art. Although various
details have been omitted for clanty’s sake, various design
alternatives may be implemented. Therelore, the present
examples are to be considered as illustrative and not restric-
tive, and the mnvention 1s not to be limited to the details given
heremn, but may be modified within the scope of the
appended claims.

What 1s claimed 1s:

1. A photoresist-less method of forming a metal mask,
comprising;

depositing by condensation on a semiconductor substrate

an EUV-sensitive metal-containing solid film selected
from the group consisting of Sn(CH,), with a thickness
of between 5 and 200 A, and crystalline HfCl, with a
thickness of between 50 and 2000 nm:;

patterning the metal-containing film with sub-30 nm

resolution directly by EUV exposure having a wave-
length 1n the range of 10 to 20 nm 1n a vacuum ambient;
and

developing the pattern to form the metal mask.

2. The method of claim 1, wherein the semiconductor
substrate 1s a silicon wafer including partially-formed 1nte-
grated circuits, and the method further comprising:

prior to the deposition, providing the semiconductor sub-

strate 1n a first reactor chamber for the metal-containing
film deposition; and

following the deposition, transierring the substrate under

vacuum to a lithography processing chamber for the
patterning.

3. The method of claim 2, further comprising, prior to
entering the lithography processing chamber, outgassing the
substrate.
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4. The method of claim 3, wherein the outgassing com-
prises reducing the pressure surrounding the substrate to no
more than 1E-8 Torr.
5. The method of claim 1, further comprising pattern
amplification by selective deposition on the metal mask.
6. The method of claim 5, wherein the selective deposition
comprises electroless deposition.
7. The method of claim 1, wherein the EUV exposure has
a wavelength of 13.5 nm.
8. The method of claim 1, wherein the metal mask 1s
formed on the substrate that 1s a silicon wafer including
partially-formed integrated circuits.
9. The method of claim 1, wherein the development of the
pattern comprises heating the substrate to volatilize unex-
posed regions ol the metal-containing film.
10. The method of claim 1, wherein the solid film 1s the
Sn(CH,), and 1s deposited at a temperature ot about 20° C.
at a reactor pressure of less than 20 Torr.
11. The method of claim 10, wherein the solid film 1s
deposited to the thickness of 100 A with the reactor pressure
maintained at about 1 Torr.
12. The method of claim 10, wherein the patterming
involves the following decomposition chemistry: Sn(CH;)
+—>Sn+2C,H..
13. The method of claim 1, wherein the solid film 1s the
crystalline HICl, and i1s deposited at a temperature of
between 0 and 300° C. at a reactor pressure of less than 10
lorr.
14. The method of claim 13, wherein the solid film 1s
deposited to the thickness of 1000 nm with the reactor
pressure maintained between 0.1 and 1 Torr and the tem-
perature at 100° C.
15. The method of claim 13, wherein the patterming
involves the following decomposition chemistry:
HiCl,—H1+2Cl,.
16. A photoresist-less method of forming a metal mask,
comprising;
depositing by condensation on a semiconductor substrate
an EUV-sensitive metal-containing solid film of SnBr,
having a thickness of between 5 and 200 nm, wherein
the solid film 1s deposited at a temperature between
about 0 and 30° C. at a reactor pressure of less than 20
Torr;

patterning the metal-containing film with sub-30 nm
resolution directly by EUV exposure having a wave-
length 1n the range of 10 to 20 nm 1n a vacuum ambient;
and

developing the pattern to form the metal mask.

17. The method of claim 16, wherein the solid film 1s
deposited to the thickness of 10 nm with the reactor pressure
maintained between 14 and 15 Torr, and the temperature at

20° C.

18. The method of claim 16, wherein the patterming
involves the following decomposition chemistry:
SnBr,—Sn+2Br.,.
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